Determination of the topology of polymer product
. 1 H NMR spectrum of cPLLA synthesized by the aid of DMAP and thiourea additive.
For MALDI-TOF-MS measurement, the cPLLA was dissolved in CHCl3; )-2-methyl-2-propenylidene]malononitrile (DCTB) was used as the matrix and silver trifluoroacetate was added as the cation source. DCTB solution in CHCl3 (10 mg/mL, 9 μL), silver trifluoroacetate solution in , 2 mg/mL, 2 μL) and polymer solution (1 μL) were mixed and then the mixture was spotted on a plate. The ion corresponding to [M (72.02) × n + Ag + (106.90)] + was detected. NYo-476 -CH1
Preparative GPC to prepare different size of cPLA
Three stereocomplex samples with different number-average molecular weights were prepared using cPLLA and cPDLA to investigate the effect of the ring size on the thermal stability (Table 3 and Figure 4 ).
cPLLA and cPDLA samples with different number-average molecular weights were isolated by preparative gel permeation chromatography (GPC) using a recycling high performance liquid chromatography (HPLC) system (YMC LC-Forte/R, YMC CO., LTD., Kyoto, Japan) with a YMC-GPC T30000 column (20 × 600 mm) and YMC-GPC T4000 (20 × 600 mm) in series (CHCl3 as the eluent, flow rate 6.0 mL/min). Figure S5 . GPC traces of cPDLA with different ring sizes isolated by preparative GPC. Table S2 (Mn = 7,900, PDI = 1.18) and sample cPLLA-9 in Table S1 (Mn = 2,600, PDI = 1.20), Tm = 190 °C; (entry 2) sample cPDLA-6 in Table S2 (Mn = 5,100, PDI = 1.23) and sample cPLLA-3 in Table S1 (Mn = 7,400, PDI = 1.23), Tm = 200 °C; (entry 3) cPDLA (Mn = 6,000, PDI = 1.31) and cPLLA (Mn = 5,500, PDI = 1.40), Tm = 207 °C. 
